1) General information
Reactions were generally performed under an atmosphere of argon in flame-dried flasks.
Solvents and liquid reagents were added by syringe (polypropylene) or Eppendorf pipettes.
Dichloromethane, THF, and toluene were purified with the MB SPS-800-dry solvent system. 1,2-Dichloroethane (DCE) was stored over activated 4 Å molecular sieves (freshly dried at 350 °C under vacuum). Ethanol was distilled from sodium and stored with activated 4 Å molecular sieves. DMF was purchased in p. A. quality (stored under an atmosphere of nitrogen with 4 Å molecular sieves). NEt 3 was distilled from CaH 2 and stored over KOH under an atmosphere of argon. NaH was purchased as a suspension in mineral oil (60%) and was washed with hexane under an atmosphere of argon prior to use. Hexanes were distilled from CaH 2 , EtOAc was distilled from K 2 CO 3 and CaCl 2 . 3-Phenylpentane-2,4-dione (1c), [1] 3-benzylpentane-2,4-dione (1d), [2] enaminoketone 2a, [3] (Z)-4-amino-3-phenylpent-3-en-2-one (2c), [4] (Z)-ethyl 2-amino-4-oxopent-2-enoate (2e), [5] 2-PyCOBt [6] , PhIO [7] and 6-(methoxycarbonyl)picolinic acid [8] were synthesized according literature procedures. For the synthesis of 2,2-bipyrid-4-yl nonaflate 5b see ref [9] . Unless noted otherwise, all other reagents and solvents were used as received by commercial suppliers.
Thin layer chromatography (TLC) analyses were performed on TLC plates purchased from In a similar manner as described before [10] , TMSOTf (5 equiv) was added dropwise to a stirred solution of the β-ketoenamide (1 equiv) and DIPEA (4 equiv In a similar manner as described before [10] , DMF (3-5 mL/mmol of substrate) was purged with argon for 30 min. The solvent was then transferred to a Schlenk-tube that was charged with the nonaflate (1 equiv), Pd(PPh 3 ) 4 (5-10 mol%), K 2 CO 3 (1 equiv) and the boronic acid (1.0-1.1 equiv) under an atmosphere of argon. The mixture was stirred at 80 °C for 2-20 h. After cooling to rt the mixture was diluted with EtOAc and washed three times with an equal volume of a mixture of water and brine (1:1). The organic layer was dried with Na 2 SO 4 , filtered and evaporated under reduced pressure. The obtained crude product was purified by flash column chromatography.
(Z)-4-Amino-3-benzylpent-3-en-2-one (2d):
A solution of diketone 1d (1.22 g, 6.41 mmol) in NH 3 (7 M in MeOH, 7.3 mL) was stirred at rt for 1 d. All volatile components were removed under reduced pressure. The obtained crude product was purified by flash column chromatography on silica gel (hexanes/EtOAc = 2:1) to provide β-ketoenamine 2d (686 mg, 57%) as a pale yellow solid and a mixture of starting material 1d and 4-phenylbutan-2-one (296 mg, 2d/4-phenylbutan-2-one = 30:70 H-NMR data are in agreement with those reported in the literature.
[11]
(E)-4-Amino-3-methoxypent-3-en-2-one (2i):
BF 3 ·OEt 2 (1.37 mL, 10.9 mmol) was added dropwise to a suspension of PhIO (2.40 g, 10.9 mmol) in MeOH (44 mL) under an atmosphere of argon. The mixture was stirred at rt for 5 min to give a clear solution. Acetyl acetone (1a, 1.12 mL, 10.9 mmol) was added and stirring was continued for 5 h. The mixture was concentrated under reduced pressure (>100 mbar), diluted with sat. aq. NaHCO 3 solution (50 mL) and extracted with CH 2 Cl 2 (3  50 mL). The combined organic layers were dried with Na 2 SO 4 , filtered and evaporated under reduced pressure (>100 mbar). The remaining residue was dissolved in NH 3 (12 mL, 7 M in MeOH), stirred at rt for 3 h and evaporated again under reduced pressure. The obtained crude s5 product was purified by flash column chromatography on silica gel (hexanes/EtOAc = 1:1) to provide β-ketoenamine 2i (709 mg, 50%) as a brown oil. 
s6
The analytical data are in agreement with those reported in the literature. [9] (Z)-Methyl 6-(4-oxo-3-phenylpent-2-en-2-ylcarbamoyl)picolinate (3c):
6-(Methoxycarbonyl)picolinic acid [8] (318 mg, 1.76 mmol) was suspended in SOCl 2 (4 mL) in a two-neck flask equipped with a reflux condenser and a drying tube that was charged with 
Methyl (Z)-6-(4-oxopent-2-en-2-ylcarbamoyl)picolinate (3g):
6-(Methoxycarbonyl)picolinic acid [8] (1.00 g, 5.52 mmol) was suspended in SOCl 2 (4 mL) in a two-neck flask equipped with a reflux condenser and a drying tube that was charged with . According to GP-1, β-ketoenamide 3a (400 mg, 1.96 mmol) was treated with DIPEA (1.33 mL, 7.83 mmol) and TMSOTf (1.78 mL, 9.79 mmol) in DCE (50 mL) for 3 d in a sealed tube, followed by nonaflation of the crude product using NaH (588 mg, 14.7 mmol) and NfF (1. 
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Methyl 6'-methyl-4'-nonafloxy-5'-phenyl-2,2'-bipyridine-6-carboxylate (5c):
According to GP-1, β-ketoenamide 3c (320 mg, 0.95 mmol) was treated with DIPEA (0.62 mL, 3.65 mmol) and TMSOTf (0.86 mL, 4.74 mmol) in DCE (25 mL) for 3 d in a sealed tube, followed by nonaflation of the crude product using NaH (227 mg, 5.68 mmol) and NfF (0.42 mL, 2.34 mmol) in THF (10 mL . . According to GP-1, β-ketoenamide 3g (226 mg, 1.00 mmol) was treated with DIPEA (0.68 mL, 4.00 mmol) and TMSOTf (0.91 mL, 5.00 mmol) in DCE (25 mL) for 3 d under reflux, followed by nonaflation of the crude product using NaH (200 mg, 5.00 mmol) and NfF (0.45 mL, 2.50 mmol) in THF (15 mL). After evaporation of THF under reduced pressure, the remaining residue was dissolved in CH 2 Cl 2 (50 mL) and washed with water (3  50 mL). The 
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1-[4-Methyl-2-(pyridin-2-yl)oxazol-5-yl]ethanone (6):
BF 3 ·OEt 2 (0.14 mL, 1.11 mmol) was added slowly to a suspension of iodosylbenzene (119 mg, 0.54 mmol) in MeOH (3 mL) under an atmosphere of argon. β-Ketoenamide 3a (100 mg, 0.49 mmol) was added and the resulting solution was stirred over night at rt The mixture was diluted with sat. aq. NaHCO 3 solution (40 mL) and extracted with CH 2 Cl 2 (3  40 mL). The combined organic layers were dried with Na 2 SO 4 , filtered and evaporated under reduced pressure. The obtained crude product was purified by flash column chromatography on silica gel (hexanes/EtOAc = 3:1→2:1) to provide re-isolated starting material 3a (9 mg, 9%) and oxazole 6 (55 mg, 55%) as a pale yellow solid. 
